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(54) Tlfle: ^O^ARY CELL USING OROANOSULFUR/METAL CHARGE TRANSFER MATERIALS AS POSmVE ELBC 

(57) Abrtraet 

A novel battery oeU is diidosed which is 
idiaiacteriaed by a meial-oiganosulfiir positive elec- 
trade wfhich has one or laoie metal-suito bonds 
wbeiebi when tibe posldve etoetiode Is cbBi^ed and 
diBchaised, the ftannal oxidatiiai state of die metal 
is changed, the posidve electiQde has die gen- 
eral fotmula 0) wherehi z-lor2;y»lco20; 
x-'l(ol0;c«0to]0;n2];andq-]to 
10;«4ierein M* is a metal or other cadon; wherein 
M is any multivalent metal, and when n is > 1, can 
be a different multivalent metal hi diflbrenc repeat 
units of the poiymaic metal-afganosnlfurmatedab; 
wheremRisanoiBamcgmiphaviiv lto20carbon 
atoms cxxmprising one or more organic moieties se- 
lected from the group consisting of al^dutic cfaams, 
aixsmadc rings, allqidic rings and combioatians of 
aliphatic chains, anmiatic rings, and alicycUc rh^ 
widx the proviso tibat R does not comi»te flised aio- 
matic rings; wherehi said allfriiatic chains, aromatic 
and alicycUc rings may inchide one or more oxygen, 
sulfur, silicon, p h oaph on wis or nitrngen heiBioatoms, 
and which may be «it»dniiBd with one or more elec- 
tron wididrawing groups; and wherein each aliphatic 
chaui may be linear or branched, gf^irHH or unsat- 
mated; and wherein when n > I, R can be dMerent 
in dlllerent r^eat imits of the pidyroeric maieriala. 
Gel, solid-state and liquid batteries using said novel 
positive electrode are also discloMdt 
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SECOMDARY CELL USING OR6ANOSDLFUR/HETAL 
CmRGB TRANSFER MATERIALS AS POSITTVZ ELECTRODE 

TECHWICAT. PTT!T.n 

This invention relates generally to battery cells 
having electrodes based on metal /organosulfvir charge transfer 
materials, more preferably transition metal/organosulfur 
charge transfer materials. The battery cells are preferably 
rechargeable. Various electrodes such as alXali metal, 
transition metal, intercalation or insertion compounds, can be 
coupled with the invention to provide high gravimetric and 
volumetric energy density cells. 

BACKGRQOND OF T HE THVRfrPTOW 

The rapid proliferation of portable electronic 
devices in the international marketplace has led to a 
corresponding increase in the demand for advanced secondary 
batteries. Tbe miniaturization of such devices as, for 
exeuvple, cellular phones, laptop computers, etc., has 
naturally fueled the desire for rechargeable batteries having 
high specific energies (light weight). Mounting concerns 
regarding the environmental impact of throwaway technologies, 
has caused a discernible shift away from primary batteries and 
towards rechargeable systems. 

In addition, heightened awareness concerning toxic 
waste has motivated efforts to replace toxic cadmixim 
electrodes in nickel/cadmium batteries with the more benign 
hydrogen storage electrodes in nickel/metal hydride cells. 
For the above reasons, there is tremendous market potential 
for environmentally benign secondary battery technologies. 

several approaches have been pvirsued in an effort to 
develop improved secondary battery technologies, including the 
recent introduction of the nickel/metal hydride cell and the 
commercialization of lithium-ion technologies. Among the 
factors leading to the successful development of high energy 
density batteries, is the fundamental need for high voltage 
and/ or low equivalent weight electrode materials. Electrode 
materials must also fulfill the basic electrochemical 



«' 
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requlrements of sufficient elecrtronic and Ionic conductivity, 
high reversibility of the oxidation/ reduction reaction, as 
well as excellent thermal and chemical stability within the 
temperature range for a particular application. Importantly^ 
5 the electrode materials must be reasonably inexpensive, widely 
available, non-toxic, and easy to process. 

It has been found previously that organodisulf ide 
compounds can be used as high energy density electrodes for 
rechargeable battery systems. In the work by Liu et al. [Liu 

10 et al., J, Electrochem. Soc, , 138? 1891 (1991); Liu et al., 
J , Blect ^rr^Hftw^ - Soc . , 138 ; 1896 (1991); Visco et al*, Mol- 
Crvst. Lio, Crvst. 190 1 185 (1990); ai^ Visco et al., U.S. 
Patent No. 5,162,175 (issued Nov. 10, 1992)], a novel class of 
polymeric organodisulf ides were described having exceptionally 

15 low equivalent weights and consequently very high gravimetric 
and good volumetric capacities. The electrochemical reaction 
involves the oxidation of a thiolate anion to a sulfur radical 
which rapidly dimerizes to form a disulfide linkage as shown 
below: 

20 2[~SRS* -e" ^ 'SRS«] 

2^SRS* 'SRS-SRS". 
Those reactions lead ultimately to the formation of a 
polymeric organodisulf ide. 

In the preferred embodiment, the polyorgano* 

25 disulfides (FDS) were used as positive electrodes in thin-film 
polymer electrolyte cells having alkali metal negative 
electrodes. r see . Visco et al., U.S. Patent No. 5,162,175.] 
Since organodisulf ides are. invariably electronic insulators, 
carbon black was included in the electrode formulation. The 

30 PDS were formulated as an intimate mixture of the disulfide, 
solid polymer electrolyte (SP£) , and carbon black. Although 
the intermediate temperature performance (60 to 120 ^C) of 
the alkali metal solid polymer batteries having PDS cathodes 
Is excellent, utilization of positive electrode capacity can 

35 be critically dependent on the intimate connection between the 
carbon black particles, PDS particles, and current collectors. 
That interconnectivity appears to be more important as the 



W09fiAI3778 



PCT/DS9!SQ94«0 



-3- 



temperature of operation is raduead to ambient and sub-anbient 
temperatures . 

The instant invention provides a means to overccnne 
the temperature range limitations of the Liu et al. PDS 
electrodes. The need for a high degree of interconnectivity 
between and among the carbon black. PDS matrix, and current 
collectors of the Liu et al. PDS electrodes is eliminated or 
minimized according to the instant invention by the 
introduction of metallic conductivity into the 
polyorganodisulfide polymer chain. 

Metallic conductivity and low temperature 
superconductivity has been reported for inorganic polymers 
such as (SN)j,, and synmetals such as tetracyano-fi- 
quinodimethane-tetrathiafulvalene (TCNQ-TTP) since the early 
1970s. In the mid-1970s considerable attention was directed 
towards the study of organic polymers following the discovery 
that polyacetylene could be prepared as a film having metallic 
luster. 

In the late 1970s it was found that the conductivity 
of polyacetylene could be increased 13 orders of magnitude by 
doping it with various donor or acceptor species, reaching 
conductivities of 10^ S-cm '. it was later proposed by Heeger 
and MacDiamid [MacDiarmid et al., J. Phve. collop. aa : c3- 
543 (1983)] to use such materials as electrodes in secondary 
batteries. Unfortunately, with few exceptions, conducting 
polymers such as doped polyacetylene tend to be air sensitive, 
difficult to process, and have very low volumetric capacities. 
For those reasons, most groups have abandoned conducting 
polymers for battery applications. 

Recently, highly conducting metallo-organic and/or 
coordination polymers have been reported which exhibit 
exceptionally good electrical properties and environmental 
stability, as well as multiple oxidation states. For example, 
tetrathiolate ligands can be reacted with transition metal 
salts (see reaction set forth below) to yield black amorphous 
coordination polymers with exceptionally high electrical 
conductivity and environmental stability [Oahm et al.. 
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SvntAetic Meiials. 5S-77 2 884-889 (1993) SUCh materials 
have achieved electrical conductivities of 10^ s«cm'\ 




The instant invention concerns the use of metallo* 



5 organic charge-transfer materials as positive electrodes in 
secondary batteries. Some metal oxides and chalcogenides 
presently used as battery electrodes have appreciable 
electrical conductivities; however, many such 

oxide/ clialcogenide materials need to be formulated with carbon 
10 black to increase the conductivity of the coiqiosite electrode 
to acceptable levels. In contrast, the inherently high 
electrical conductivity of charge- transfer matcorials allows 
them to be used without significant dilution* 



15 this invention are essentially redox electrodes and in 

principle are reversible to an enormous variety of counter 
electrodes. Oxide/ chalcogenide cathode materials presently 
under investigation by other groups are not reversible to 
alkali metal ions other than lithium, and thus, lack the 

20 flexibility of the electrodes of the instant invention. 



invention can furnish large economic advantages in the 
commercialization of secondary batteries based on charge- 
transfer materials, in that expensive lithium anodes can be 

25 replaced by inexpensive sodium electrodes. Also, the ability 
to alter the thermodynamic redox potential of the charge- 
transfer electrode by a suitable choice of the metal ion 
and/or of the organosulfur chelating ion provides tremendous 
flexibility in tailoring the secondary battery cheuract eristics 

30 to the specific application at hand. 



The metal lo-organic charge-transfer materials of 



The reversibility of the electrodes of the instant 
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Too [U.S. patent 4,181,779 (Issued on January l, 
1980) ] describes the use of halogen reactive materials such as 
organo-metallic polymers limited to the nominal stoichiometry 
[M(TTL) ]^ in which M is a transition metal containing complex 
having at least one trams it ion metal ion selected from Group 
Vlll of the periodic table; wherein TTL has the nominal atom 
composition c^^H^X^ and substituted compositions thereof in 
which X is selected from the group consisting of sulfur (S) , 
selenium (Se) , tellturium (Te) , and mixtures thereof; and x is 
equal to or greater than 1. The TTL compounds described by 
Teo have high formula weights, for example, as shown below, 
leading to unattractive energy densities (watthours/kilogram) 
for electrodes formulated with such materials* 



oo poop 

TTN Tetrathiotetracene (TTT) 

C,oH4X4 <X»S,Se,Te) C^bH^X^ (X=S) 

F.W. » 252 F.W. = 382 

In contrast to the Teo electrodes, the electrodes of the 
instant invention have low equivalent weights and consequently 
high energy densities, 

A key feature of the electrodes of the instant 
invention is the use of thiiolate ligands to chelate metal ions 
of the electrodes and thereby form coordination polymers 
having low equivalent weights and enhanced electrical 
conductivity. The chelation also solves a prior art 
dissolution problem of. the PDS electrodes. For example, 
thiolate anions from the PDS electrodes most notably in a 
liquid or gel format, diffuse and migrate to the negative 
electrode, which may result in deterioration of battery 
performance. In accordance with the instant invention, the 
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netal-organosulfiir polymers are anchored by chelation and 
locked into position* 

The new xiietal-o]rganosul£ur positive electrodes of 
this invention, thus, overcome as indicated above many of the 
5 problems found in prior art battery systems. The invention 
provides for novel secondary batteries that have high 
electrical conductivity, high energy densities and polymeric 
positive electrodes that are stably situated. Further, the 
secondary cells of this invention represent improvements over 
10 prior art batteries in having more cycle life and in being 

able to perform at a lower temperature without deterioration 
of performance. 

SUMMARY OF THE INVENTION 

Therefore, it is a primary object of the invention 
15 to provide a secondary battery cell that has a low equivalent 
weight and conseqpiently high energy density, and operates in a 
wide range of operating temperatures including ambient and 
sub-*ambient temperattares • The secondary batteries of this 
invention comprise a novel positive electrode comprising a 
20 metal-organosulfur material, preferably a transition metal- 
organosulfur material of relatively low equivalent weight. 
The redox positive electrode is preferably polymeric, wherein 
the term "polymeric" is defined herein to include copolymer ic 
embodiments. 

25 The positive electrode works in any standard battery 

format — broadly classified herein as liquid, gel and solid- 
state. The novel positive . electrode has great flexibility, 
working with a wide variety of counter electrodes, is not air 
sensitive, and is easy to process* It does not require an 

30 electrically conductive material, such as, carbon black or 
equivalent conductor particles, for successful performance, 
although such an additive can be used and may be preferred for 
certain applications. 

The novel positive electrodes of this invention 

3 5 comprise metal-organosulfur materials having the general 
formula 
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(m"*(^[m,(rs,);-}__ 

Wherein 2 = lor2fy«ito 20; x « 1 to 10; c = 0 to 10; n ^ 
1; and q = 1 to 10; 

wherein H' is a metal or other cation; 
wherein M is any multivalent metal, and when n is > 
1, can be a different multivalent metal in different repeat 
units, that is, in different monomers of the polymeric metal- 
organosulfur materials; 

wherein R is an organic group having 1 to 20 carbon 
atoms comprising one or more organic moieties selected from 
the group consisting of aliphatic chains, aromatic rings, 
alicyclic rings and combinations of aliphatic chains, aromatic 
rings, and allcylic rings, with the proviso that R does not 
comprise fused aromatic rings; wherein said aliphatic chains, 
aromatic and alicyclic rings may include one or more oxygen, 
sulfur, silicon, phosphorous or nitrogen heteroatoms, and may 
be siibstituted with one or more electron withdrawing groups; 
and wherein each aliphatic chain may be linear or branched, 
saturated or unsaturated; and wherein when n > 1, R can be 
different in different repeat units of the polymeric 
materials . 

Thus, as the general formula for the positive 
electrodes of this invention indicates to those of skill in 
the art, the positive electrodes of this invention can be 
copolymer ic in that M and/ or R can differ from one polymeric 
repeat unit to another in either an alternating, block, or 
random fashion, and consequently the values of y (that is, the 
number of sulfur atoms attached to R) , c, and/or z may also 
differ among the repeat units of the copolymeric embodiments 
of the metal-organosulfur materials of this invention. 
However, preferably the same multivalent metal M and organic 
group R would predominate in the polymeric monomers of this 
invention, and depending on the application, it may be 
preferred to have the same M and R throughout the polymeric 
positive electrode materials of this invention. Further, 
polymers of this invention may comprise as other cations as 
dopants in trace amounts, for exaiiple, tetra-*alkyl ammonium 
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cations and divalent metal cations, which may be in some 
instances heavier than the preferred alkali metal cations* 

Preferred for the novel positive electrodes of the 
instant invention are those metal-organosulfur materials 
5 having the above general formula wherein y * 2 - 10, more 
preferably y = 2 - 8, still more preferably y = 4 8, and 
even more preferably y = 4 - 6« The preferences for y, as the 
number of sulfur s bound to R, depends upon the number of 
carbons present in R. In general, it is preferred that the 
10 ratio of sulfurs to carbons be high. 

Preferably in the above formula, R contains from two 
to twelve carbons, more preferably from two to eight carbons, 
and still more preferably from two to six carbons. Preferred 
(RSy) groups are, for example, tetrathioethy lene , benzeoie- 
15 1,2,4, 5-tetrathiolate (BTT) , hexathiobenzene, and 

cyclooctatetraenes substituted with from one to eight sulfurs, 
preferably with eight sulfurs. 

Preferred electron withdrawing groups on R include 
NOj, CF3, SO3 and halogen groups. More preferably, those 
20 electron withdrawing groups are halogens. 

Preferably n in the above general formula is in the 
range of 1 to 100,000, more preferably 2 to 5,000, and still 
more preferably 4 to 50. 

Preferably, q is only greater than 1 when y ^ 6. In 
25 general, q is preferably 1 to 3, and more preferably 1. 

Preferably, z is 1 when, for example, M is lithium 
(Li) or sodium (Na) • Depending upon the formal oxidation 
state of H, z and y, c varies. 

Preferably, x in the above general formula is 1 to 
30 4; and still more preferably x is 1. 

in the above formula is preferably a metal 
cation, more preferably an alkali metal cation or alkaline 
earth metal cation, still more preferably an alkali metal 
cation. Even more preferably, H' is Li^, Na^ or potassium 
35 (K**) , and even more preferably Li*^ or Na^. 

Preferred multivalent metals for H according to this 
invention are chosen preferably from transition metals or 
alkaline earth metals as defined below under Definitions , Of 
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the alkaline earth aetals, nagnesium (Mg) and beryllium (Be) 
are preferred. Of the traneltion metals, preferred are non- 
toxic transition metals ii^lch excludes such metals as chromiim 
(Cr) , cadmium (Cd) , gallium (Ga) , germanium (Ge) , mercury (Hg) 
among other toxic transition metals. Further preferred are 
tin (Sn), lead (Pb) , alximinum (Al) and the first row non-toxic 
transition elements: scandium (Sc) , titanium (Ti) , vanadium 
(V), manganese (Mn) , iron (Fe) , cobalt (Co), nickel (Ni) , 
copper (Cu), and zinc (2n) . More preferred are the first row 
non-toxic transition elements. Still more preferred are 
manganese (Ito) , iron (Fe) , cobalt (Co) , nickel (Ni) , and 
copper (Cu) . Even more preferred are manganese (Mn) , iron 
(Fe) , and copper (Cu) • Most preferred is iron (Fe) because of 
its non- toxicity and abundance. 

As indicated above, M can differ among the repeat 
units in an alternating, random, or block manner. Preferably, 
two or more of the preferred non-toxic first row transiton 
metals would be selected for such copolymeric embodiments of 
this invention. More preferably, for such copolymers, two or 
more of Fe, Mn, Co, Ni and Cu would be selected, more 
preferably two or more of Fe, Mn and Cu. Further, for certain 
applications, trace amounts of multivalent metals in weight 
percentages > 0 and less than 2 may be included in the 
polymeric materials of this invention. 

It will be recognized by those of skill in the art 
that the nature of R will affect both the physicochemical 
properties of the resulting positive electrode, e.g., the 
melting point, etc., as well as the electrochemical 
properties, (redox potential) of the molecule. For example, 
the presence of electron withdrawing groups will have an 
effect upon any -s-s- bonds that could form, for example, 
between different monomer units, increasing the oxidizing 
character of the organic compound and probably increasing the 
dielectric constant as well. 

By way of example, and not of limitation, R, when it 
comprises a straight or branched aliphatic chain, may comprise 
an alkyl, alkenyl, alkynyl, alkoxyalkyl, alkylthioalkyl, or 
aminoalkyl group, including sxibstituted derivatives of such 
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groups. When R comprises an aromatic group , the group may 
comprise an aryl, arallcyl, or alkylaryl, including substituted 
derivatives r and the ring may also contain one or more 
nitrogen^ sulfur, oxygen, phosphorous or silicon heteroatoms 
5 in the ring as well* Generally speaking, any organic group 
(with the noted proviso) may be used to form the metal- 
orgemosulfur compound of the positive electrode provided that 
the resulting compound is thermally stable, i.e. , does not 
decompose at the operating temperature; and that the compo\uid 

10 exhibits satisfactory voltage properties. 

If the oxidation state of M should exceed the sum of 
the negative charges on the sulfur of the metal-organosulfur 
materials, that positive charge will be balanced by 
appropriate anions, such as, for example, with copper 

15 perch lor ate or nitrate salts. 

PRIEF PgsqRiPTIPy or FTgTOBS 
Figure 1 inrovides voltammograms wherein the product 
of Exaaqple 1 C (Q*C4H9)4N]^^[Cu(tdt)2]^' was used as the positive 
electrode versus a silver/ silver oxide (Ag/AgO) reference and 
20 counter electrode* 

Figure 2 provides a schematic of a Ll/Celgard^/ [Cu 
complex] cell. [Celgard is a microporous polymer membrane 
commercially available from Hoechst Celanese Corporation 
(13800 South Lakes Drive, Charlotte, N.C. 28273, USA}.] 
25 Figure 3 Illustrates the cycling performance of the 

lithium cell shown in Figure 2 trtierein the positive electrode 
Is [(n-C^H9)4N]^*[Cu(tdt)2}^-. 

Figure 4 Illustrates the reversible cycling of a 
Li/Celgard^VNl complex cell according to Exaniple 2 at a 
30 cxirrent density of 150 fA/csa?, 

Abbreviations 



acac - acetyl acetonate 

BTT - benzene- 1,2, 4, 5-tetrathiolate 
cm centimeter 

35 DNT - 3 , 4-dlmercaptotoluene 

EPSH - ethylene propylene diene monomer 
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' equivalent weight 






formula weight 


GICs 




graphite intercalation co]iq;>ound8 


HOSM 


- 


metal-^organosulfur charge transfer material 


PDS 


— 


polyorganodisulf ides 


P,E*D* 


- 


practical energy density 


PPP 


- 


poly (fi-phenylene) 


PVC 


- 


polyvinyl chloride 


FVDP 


- 


polyvinyl idene fluoride 


S 


- 


Siemens or sulfur depending on context 


SPE 


- 


solid polymer electrolyte 


TBA 


- 


tetrabutyl ammonium ion 


TCNQ-TTT 


- 


tetracyano-fi-quinodimethane- 






tetrathiafulvalene 


tdt 


- 


toluene-3 , 4-dlthiol 


T.E.D. 


- 


theoretical energy density 


TPD 




1,2, A, 6-tetrathiapentalene-2 , 5-dione 


tte 




tetrathioethylene 


TTF— TT 




tetrathiafulvalene-tetrathlolate 


TTN 




tetrathionaphthalene 


TTT 




tetrathiotetracene 


WE 




working electrode 


mi/kg 




watthours per kilogram 



DETAILED DESCRIPTTOW 

The novel me-tal/metal-organosulfur secondary cells 
of this invention conqsrise uetial-organosulfur positive 
electrode materials which Are characterized by one or more 
metal-sulfur Jsonds, wherein the organic groups do not cosiprise 
fused aromatic rings, and wherein when the positive electrode 
is charged and discharged, the formal oxidation state of the 
metal is changed. 

Hetal-organosulfur positive electrode materials of 
this invention which are polymeric and include sulfur atoms 
not directly linked to the metal of a polymeric repeat unit, 
may further be characterized in that upon charge and discharge 
of the positive electrode, sulfur-sulfur disulfide bridges may 
be formed or broken intramolecular ly and/ or intermolecularly. 
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10 



15 



20 



25 



wherein the intraTaolecular disulfide bridges do not form 
between the sulfurs of the metal-sulfur bonds. 

The general formula for the metal-organosulfur 
materials of the positive electrodes of this invention is 
shown above in the fiuinmjiyv of the invention. As indicated 
above, a key feature of the electrodes of the instant 
invention is the use of thiolate ligands to chelate metal ions 
of the preferably polymeric electrodes. In a preferred 
embodiment, the chelating ligand would be a simple 
tetrathiolate salt, such as C^S^^', 




The synthesis of such salts is known to those skilled in the 
art, r see , for example, Vincente et al*, Nouveau Journal de 
Chimie, 8 <ll^: 653 (1984); Engler et al., U.S. Patent No. 
4,111,857 (issued on September 5, 1978); and Poleschner et 
al., z- chem. > 18 ; 345-346 (1978).]. In the spirit of the 
solid redox polymerization electrodes, such tetrasulf ides 
could be used by themselves as redox electrodes. 




♦ ne- 




30 



as set forth in Visco et al. , U.S. Patent No. 5,162,175, and 
De Jonghe et al., U.S. Patent No. 4,833,048. 

The equivalent weight of the tetrathiolate salt used 
in that type of redox reaction is 38 grams /equivalent, leading 
to a theoretical energy density of 1200 Wh/kg for a lithium 
cell having a mean voltage of 2.0 volts. Such an exceedingly 
high specific energy density is attractive. However, for 
ambient tcanperature applications where gelled organic solvents 
are used as the electrolyte, significant diffusion and 
migration of the thiolate anions to the lithium electrode can 
lead to de-terioration of cell performance. A solution to that 
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problem according to this invention is the formation of 
coordination compounds and/ or polymers where a metal salt is 
complexed with the organothiolate anions. The above 
tetrathiolate salt can be coxt^lexed with a metal salt such as 
Cuci^ to give a charge-transfer c€X)rdination polymer as shown 
below. 




In the case where M is cu and the polymer can 
reversibly undergo a 2-electron redox per monomer unit, the 
equivalent weight of the electrode material is approximately 
108 grams/equivalent, which translates to a theoretical energy 
density of about 580 Wh/lcg for a lithixm battery having a mean 
voltage of approximately 2*5 volts. In the case where the 
monomer units exhibit larger than 2 electron reversibility, or 
a higher mean voltage, the theoretical energy densities will 
be accordingly higher. 

The electrochemistry of the metal-thlolates is 
accurately described as ligand centered* Oxidation of the 
coxBplex leads to the formation of sulftir radicals which in the 
absence of the metal ion would dimerize to disulfides. The 
presence of free d-electrons on the metal ion leads to the 
formation of a sulfur radical /d-electron radical covalent bond 
[Sawyer et al., J> Am, Chem. Soe. , ma* 936-942 (1986) j. 
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In the absence of free d-electronB , the thiolate 
anions dimerlze and the complex is taroken down. That Is 
illustrated by the electrochemical irreversibility of Zn" 
tetrathiolate complexes, where the Zn" (d'^) metal ion lacks 
5 free d electrons. Oxidation of the Zn" complex leads to 
formation of the disulfide as shown above. It has been 
reported that the degree of stabilization and M"# — •S bond 
strength of the metal-thiolate complexes increases as the 
oxidation potential of the complex becomes more negative 

10 [Sawyer et al., auora .l On this basis, the order of — mS 
bond strength is Fe > Co > Mn > Cu > Ni. 

In addition to the accessibility of multiple 
oxidation states of the metallo-organosulfur compounds , 
extensive electron delocalization leads to semi-conducting or 

15 metallic properties of the complexes. The high electronic 

conductivity of these materials should facilitate utilization 
of the redox polymers in composite electrode formulations* 
Metallic conductivity has been reported for a variety of metal 
tetrathiolate coordination polymers [Dahm et al., fiufica] . For 

20 the benzene-l,2,4,5-tetrathiolate (BTT) ligand (below), the 
nickel coordination polymer was reported to have a room 
temperature conductivity of cr = 2.7 S-cm"'. 




The above coordination polymers would also possess 
25 low equivalent weights for various complexes with 1st row 

transition metals. The properties of low equivalent weight 
and high electronic conductivity are desirable for battery 
applications. Further improvements in energy density might be 
realized through the ability to form disulfide linkages at 
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other sites on the chelating ligand as shown schematically 
below. 




For the above example, if a copper coordination 
polymer undergoes a 2 e" redox reaction plus l e* at each 
disulfide linkage, the equivalent weight becomes [ (12 x 6} + 
(6 X 32) + 63*5 ]/4 = 327.5/4 « 81.8 grams/ equivalent. If the 
nominal voltage of this redox material is 2.5 volts vs. 
lithium, the theoretical energy density of a lithium cell 
based on this cathode would be 750 Wh/kg. If the coordination 
polymer can reversibly undergo more than a 2 e" change per 
monomer unit, the energy density will be accordingly higher. 

An exemplary linear embodiment of the general 
formula for the positive electrodes of this invention, shown 
above in the Suimnnrv of the Titventlon- might look as shown 
below 

U+ U+ U* 
-SRS^A>SR^-SR8*M-8R8- 

For the above representative embodiment, M is 
formally in the l* oxidation state; however, the oxidation 
state will vary depending on the choice of M. Another 
representative embodiment could be a more branched network 
structure, for ex^unple, as depicted below: 
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In which case the metal is in a fomal oxidation state of 4^. 
A linear forxn of a compound using tetrathiolate chelates is 
shown below: 

:xx>c>c<><>c 

A perspective view of such a hexathiolate chelate is shown 
below where disulfide bridges are formed r although additional 
metal-sulfur bridges could also be formed at the appropriate 
metal/sulfur stoichiometry. 



10 




DeflnltioriB 

"Metals" are defined herein to be elements whose 
atoms usually lose electrons in the formation of compounds* 

The phrase "transition metals" is defined herein to 
15 include the following metals: 

(1) the scandium family : scandixam (Sc) , yttrium 
(Y) , lanthanum (La) and the lanthanide series, and actinixm 
(Ac) and the actinide series; 

(2) th^ titanium familvf titanium (Ti) , zirconium 

20 (Zr), and hafnium (Hf ) ; 
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^« vanadluiH fai»|jy> vanadium (V) , niobiua 
(Nb) , and tantalum (Ta) ; 

(4) the chromluin f^^milY" chromium (Cr) , molybdenum 
(Mo) , and tungsten (W) ; 

(5) the manganese family; manganese (Mn) , 
technetium (Tc) , and rhenium (Re) ; 

the lE2n_faBiIxs iron (Fe) , cobalt (Co), and 

nickel (Ni) ; 

<'^> Platinum f^mi?y ruthenium (Ru) , rhodium 

(»h), palladium (Pd) , osmium (Os) , iridium (Ir) , and platinum 
(Pt) ; 

(8) the copper f>mi^y^ copper (Cu) , silver (Ag) , 
and gold (Au) ; 

the ginc fawHYt zinc (Zn) , cadmium (Cd) , and 

mercury (Hg) ; 

(10) the aluminum fa^l^y. aluminum (Al) , gallium 
(Ga) , indium (In) , and thallixam (Tl) ; and 

(11) the aerwan^ipn tumily- germanium (6e) , tin 
(Sn), and lead («b) . 

The first transition series includes: Sc, Ti, v, Cr, 
Mn, Fe, Co, Ni, Cu, and Zn. The second transition series 
includes: Y, Zr, Nb, Mo, Tc, Ru, Rh, Pd, Ag and Cd. The 
third transition series includes La, Hf, Ta, W, Re, Os, Ir, 
Pt, Au and Hg. Miscellaneous transition metals include: Al, 
Ga, In, Tl (family iiiA) ; and Ge, Sn, Pb (family IVA) . 

The phrase "alkali metals'* is herein defined as the 
alkali family of metals located in Group lA of the periodic 
table, including lithium (Li), sodium (Na) , potassium (K) , 
rubidium (Rb) , cesium (Cs) and francium (Fr) . 

The phrase "alkaline earth family" is herein defined 
as the Group XIA elements, including beryllium (Be) , magnesium 
(Mg), calcium (Ca) , strontium (Sr) , barium (fia) and radium 
(Ra). 

The tern "binder" is herein defined in accordance 
with conventional standards within the art. Representative 
binders include polyvinylidene fluoride (PVDF) , ethylene 
propylene diene monomer (EPHM) , and polyvinyl chloride (PVC) . 
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I^imiid. Gfel, and S olid-State FQirmalia 

Xn accordance with this invention » a composite 
positive electrode and a battery system constructed with said 
positive electrode are provided. The positive electrode 
5 comprises a 1-, 2- or 3-dimen&ional metal-organosulfur 
electroactivc component, preferably which is polymeric. 

Conventional formats are described in the literature, 
for example, De Jonghe et al«, U.S. Patent Mo« 4,333,048 and 
Visco et al, , U.S. Patent No, 5, 162, 175 • Such conventional 

10 formats are understood to be herein incorporated by reference. 

The positive electrode of this invention can be 
prepared for each of the battery formats by conventional 
processes known to those of skill in the art. For example, 
for a solid-state format, the metal-organosulfur material, 

15 polyethylene oxide (PEO) and carbon black can be dissolved or 
dispersed in acetonitrile, and subsequently the solvent can be 
evaporated to cast a thin film (for example, from 10 to 200 
microns) of a solid conqposite electrode. 

The novel secondary cells of this invention may be 

20 constructed by any of the well-known and conventional methods 
in the art. The negative electrode may be spaced from the 
positive metal-organosulfur electrode, and both electrodes may 
be in material contact with an ionically conductive 
electrolyte, current collectors contact both the positive and 

25 negative electrodes in a conventional manner and permit an 
electrical current to be drawn by an external circuit. 

Suitable battery constructions may be made according 
to the known art for assembling cell components and cells as 
desired, and any of the known configurations may be fabricated 

30 utilizing the invention. The exact structures will depend 
primarily upon the intended use for the battery unit. 

A general scheme for the novel secondary battery 
cells of this invention in a solid-state format includes a 
current collector in contact with the negative electrode and a 

35 current collector in contact with the positive electrode, aiul 
an electrolyte sandwiched between the negative and positive 
electrodes. In a typical cell, all of the components will be 
enclosed in an appropriate casing, for example, plastic, with 
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only the current collectors extending beyond the casing. 
Thereby, reactive elements, such as sodium or lithium in the 
negative electrode, as well as other cell elements are 
protected. 

The current collectors can be sheets of conductive 
material, such as, aluminum or stainless steel, which remain 
substantially unchanged during discharge and charge of the 
cell, and which provide current connections to the positive 
and negative electrodes of the cell. The organosulfur /metal 
charge transfer material of the positive electrode can be 
formed onto the current collector, and the entire unit can be 
pressed together with the electrolyte sandwiched between the 
electrodes. 

In order to provide good electrical conductivity 
between the positive electrode and a metal container, an 
electronically conductive matrix of, for example, carbon or 
aluminum fibers may be used. As illustrated in the examples 
l2l££a, preferably such materials comprise graphite felt such 
as, for example. Felt GP-S6, a graphite felt commercially 
available from the Electrosynthesis Company of Bast Amherst, 
N.Y. (USA). Carbon powder may also be used. However, when 
the positive electrode is to be used in liquid form, fibers 
are preferred over powders because of the tendency of powders 
to settle out of the liquid. 

The metal-organosulfur material of the novel positive 
electrodes of this invention may be dispersed in a composite 
matrix, for example, said metal-organosulfur material can be 
mixed with a polymer electrolyte (ionically conductive) , 
preferably a polyethylene oxide (PEO) , and a electronically 
conductive additive, for example, carbon black. 

The novel metal-organosulfur positive electrode of 
this invention can be formatted for each of the three classes 
of batteries — liquid, gel and solid state (vacuum stable) . 
For liquid batteries, the preferred volume percentages of the 
major components are as follows: from 60% to 95% of the 
metal-organosulfur charge transfer material (mosM) ? from from 
0% to 10% binder; and 0% to 10% of an electrically conductive 
material, such as carbon black. More preferably, those 
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percejitages for liquid batHeries are: from 70% to 90% of 
MOSH; from 0% to 5% binder; and from 0% to 5% of an 
electrically conductive material « such as carbon black* Even 
more preferably, those percentages for liquid batteries are: 
5 from 70% to 80% of KOSM; from 0% to 2% of the binder; and from 
0% to about 3% of an electrically conductive material. 

For gel batteries, preferred volume percentages of 
the major coiqponents of the novel metal-crganosulfur positive 
electrodes of this invention are: from 30% to 80% of MOSM; 

10 from 10% to 50% of gel, and from 0% to 20% of an electrically 
conductive material, such as carbon black. More preferably, 
those percentages for gel batteries are: from 50% to 70% of 
HOSM; from 20% to 40% of gel; and from 0% to 10% of an 
electrically conductive material. 

15 For solid-state batteries preferred volume 

percentages of the major components of the novel metal- 
organosulfur positive electrodes are: from 30% to 60% of 
MOSH; from 30% to 70% of the electrolyte; and from 8% to 20% 
of an electrically conductive material, such as carbon black. 

20 More preferably, those percentages are: from 30% to 50% of 
MOim; txom 30% to 50% of the electrolyte; and from 8% to 16% 
of the electrically conductive material* 

The type of gel in a gel battery containing a 
positive electrode of this invention is not critical ♦ Any 

25 gelling agent, for example, polyacrylonitrile in an 
appropriate organic salt, can be used. 

other Batterv Components 

Negative electrode. The negative electrode of the 
battery of this invention may comprise any metal, carbon , or 

30 metal /carbon material capable of functioning as a negative 
electrode in combination with the novel metal-organosulfur 
positive electrode of this invention. The negative electrode 
may be comprised of many different metals. For example, any 
of the alkali or alkaline earth metals or transition metals 

35 can be used, and particularly mixtures containing lithium 
and/ or sodium. 
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Preferred mater ialB for said negative electrode 
include sodium and/or lithiuin, and nixtures of sodium or 
lithiiim with one or more additional alkali metals and/or 
alkaline earth metals. Preferred materials for said negative 
electrode also include mixtures of sodixim or lithium with one 
or more elements to form a binary or temazy alloy, such as, 
Na^Pb, lithium-silicon and lithium-aluminum alloys. 

Particularly preferred negative electrode materials 
for the batteries of this invention include inserted carbon 
and/or a mixture of cEurbon with one or more additional alkali 
metals. Exemplary and preferred are LiC^, and negative 
electrodes which comprise graphite or coke, for example, 
graphite intercalation compounds (GICs) . Preferably the 
inserted carbon is that wherein some carbon has been replaced 
with boron, or wherein the carbon has been prepared from low 
temperature pyrolysis (about 750 •'C) of carbon or carbon- 
silicon containing polymers such that the carbon product 
retains some hydrogen or silicon or both. [fififir Sato et al., 
"A Mechanism of Lithium Storage in Disordered Carbons," 
ScAenPgt ^^4: 556 (22 April 1994), Which discusses very good 
results with a preferred negative electrode of Li inserted 
within PPP-based carbon.] 

A particularly preferred metal for a negative 
electrode, when a liquid electrode is desired, e.g., when a 
liquid positive electrode and a solid electrolyte are used, is 
sodium, or at least a sodium base alloy (i*e. , at least 90% by 
weight sodium) because of its low equivalent weight and its 
relatively low melting point of 97.8 *^C. However, other alkali 
metals such as Li or K, or mixtures of same with Na may also 
be used, as desired, to optimize the overall system. 

Electrolyte, Either or both the negative and 
positive electrodes may be in liquid, gel or solid form, and 
preferred electrolytes may vary accordingly. For example, 
either a liquid electrolyte or an elastomeric type/solid 
electrolyte may be used when both the positive and negative 
electrodes are in a solid form* 

The novel metal/metal-organosulfur type cell of this 
invention may include an electrolyte to separate the metal- 
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organoaul^ur positive electrode from the negative electrode. 
The electrolyte for solid-state formats functions as a 
separator for the positive and negative electrodes and as a 
transport medium for the metal ions, niusr any solid material 
5 capable of transporting metal ions may be used. 

Preferably such an electrolyte is a solid 
electrolyte, preferably a solid ceramic electrolyte and/or 
solid polymer electrolyte. Said solid ceramic electrolyte 
preferably comprises a beta alumina material. The electrolyte 

10 may include sodium beta alumina or any suitable polymeric 

electrolyte, such as polyethers, polyimines, polythioethers, 
polyphosphazenes , polymer blends, and the like in which an 
appropriate electrolyte salt has been added. Preferred are 
such salts complexed with polyethylene oxide. 

15 For liquid batteries, the salt for the electrolyte is 

in the solvent; whereas for a gel battery, it is in the 
solvent with a gelling agent; and for a solid-state battery, 
such a salt is in the polymer. Exemplary salts for 
electrolytes include, for example, LiH{CF3S02}2^ lithium 

20 trif late (LiCF^SO,) , lithium perchlorate (lilClO^) , LiPF^, LiBF^, 
and LiAsF^. 

The metal-organosulfur positive electrode material 
according to this invention can be immersed, for example, for 
a liquid battery format, in any conventional solvent. 

25 Preferred are aprotic solvents. A class of preferred aprotic 
solvents, include, among other related solvents, sulfolane, 
dimethyl sulfone, tetrahydrofuran, propylene carbonate, 
ethylene carbonate, dimethyl carbonate, butyrolactone, N- 
methylpyrrolidinone, tetramethylurea, glyme solvents, crown 

30 ethers and dimethoxyethane# 

Operating Temperatures 

The operating temperature of the novel battery cells 
of this invention is preferably 200 or below. A preferred 
operating temperature range is -40 to 145 a more 
35 preferred range is from -20 °C to 100 ^C; a still more 

preferred range is from -10 to 60 ^C; and a still further 
preferred range is from -10 °c to 50 Most preferably for 
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nany applications, the cells of this invention operate at 
ambient or sub-anblent teaperatures . 

The high temperature range is limited by the melting 
point of either the electrode or the electrolyte. Sodium 
negative electrodes are limited to temperatures below 98 -C, 
but sodium alloy electrodes, such as Ha^Pb, can be used at 
solid form at well over 100 "C. 

Energy denalty 

The practical energy densities of the secondary cells 
of this invention are preferably greater than 65 watthours per 
kilogram (Wh/kg) , more preferably greater than 75 Wh/kg, still 
more preferably greater than 90 Wh/kg. even more preferably 
greater than xoo Wh/kg, and still even more preferably greater 
than 120 Wh/kg. A preferred practical energy density range of 
the batteries of this invention is from 120 Wh/kg to 220 
Hh/kg. 

The following exaaipies are illustrative and are not 
meant to limit the scope of the invention in any way. 



pggparffltiop of rfP-rtH,),inrcHftTdn2i 

To a solution of 1.25 grams of potassium metal in 30 
ml of absolute ethanol was added 2.798 grams of toluene-3,4- 
dithiol (tdt) followed by 1.52 grams of CUCI2.2H2O in 15 ml of 
absolute ethanol, as described by Williams et al., j. Am. 
ChcB. gftg.. flft t 1 (Jan. 5, 1966) . An intense red-brown color 
appeared immediately, a solution of 4.00 grams of (n-C^H^)^imr 
in 15 ml of absolute ethanol was added. After standing for 6 
hours with occasional stirring, the mixture was green 
throughout. It was filtered, and the precipitate washed with 
2-propanol and ether and air dried. The solid was dissolved 
in 50 ml of warm acetone and filtered. The filtrate was 
concentrated to 5 ml under reduced pressure and 2-propanol was 
added to precipitate the complex. The mixture was cooled, 
filtered, washed, and dried as before. The crude material was 
recrystallized twice from 3:i vol/vol ethanol-acetone and 



WOMD3778 



24 



PCTA)S9S/09460 



dried at 80»C in vacuo to give 2.47 grams of [ (n- 
C^Hyj^N] [Cu(tdt>2J as lustrous dark green plates. 



5 several ailligraas of the purified product were 

dissolved in acetone (0.1 M tetraethyl ammonium perchlorate) 
and cyclic voltammograms were obtained versus a silver/silver 
oxide (Ag/Ago) reference and counter electrode. The cyclic 
voltammograms shown in Figure 1 demonstrate the presence of 

10 two reversible electron transfer processes at approximately - 
1.3 volts and -0.6 volts versus Ag/AgO. 

Figure 2 provides a schematic of a Li/Celgard™/ [Cu 
complex] cell. OSie copper ccmpiex of this example was 
dispersed on a graphite felt matrix and assembled into a 

15 lithium cell. The cycling performance of the lithium cell is 
exhibited in Figure 3, wherein the cell is shown to cycle 
reversibly and reproducibly , with excellent utilization of the 
total weight capacity. Although the equivalent weights of the 
bis-toluene-dithiol transition metal complexes are not as low 

20 as desired, the theoretical energy density is still in the 

commercial realm. Table I below shows the equivalent weight 
and predicted practical energy density of lithium cells based 
on the copper complex. 
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F.W. E«W, grams Coulombs mAh 



3 , 4-Dimercapto^ 

toluene DNT 156 .27 

Copper Cu 63.54 

TBA ( n-C^H^ ) ^K* 242 . 00 



Cu Complex i{n^CJ^)^'\ eia.OS 309.04 0,01 3.12257313 0. 867361425 
Cu(Dl!r)2 



Cu Complex LiCuCDHT), 383.06 191.54 



T.B.D. P.E«D* 

(Wb/)tg) (Wh/lcg) 
270.03 67.507 

Although TBA is used as an exemplary counter ion 
In this example, it is not a preferred major component of the 
positive electrodes of this invention. However, as indicated 
above it can be used as a dopant. 

^^TiTOlf 2 

1/3^4, 6-tetratbiapentalene-2 , 5-dione ( TPD) was 
purchased from Aldrich Chemical Company, Inc. [Milwaukee, WI 
(USA) ] and used as received. TPD was reacted with 4 mole 
equivalent of sodium methoxide in ref luxing methanol for 2-3 
hours as described by Vicente et al.. Synthetic Metals, 13 ; 
265 (1986). To the resulting solution, 1 mole equivalent of 
Ni(acac)2 was added, forming a solution of (NiC2S4^*)„. The 
solution was allowed to stand in the open atmosphere, with 
concomitant precipitation of a black powder. The black powder 
was washed with water, methanol, and acetone, and dried under 
vacuum. The resulting solid was ground, washed, and dried 
under vacuum. 
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Twenty-eight milligrams (7 mAh) of the dried 
[Na^(KiC2S^} ]^ polymer was dispersed on a graphite felt 
electrode as shown in Figure 2. A Celgard^ membrane was 
saturated with 1 H LlN(S02CF3)2 in propylene carbonate. The 
5 cell exhibited reversible cycling at a current density of 150 
MA/cm^ as shown in Figure 4« As described above and shown in 
Table 2 below, the theoretical energy density of this system 
is high. If more than a two electron redox process is 
feasible for this compound, the energy density will be 
10 correspondingly higher. 

ZABLE-2 



Tetr atihi oethy 1 ene 


F.W. 


E.W. TED FED 


Nickel III 


58.7 






152 






23 




[Na*(NiC2S«)]„ 


233.7 


116.85 541.0891 135.2723 



Example 3 

Equimolar amounts of aqueous solutions of CuCl2*xH20 
25 and the pyridinium salt of. dimercaptothiadiazole were mixed 
resulting in the immediate precipitation of a red-brown 
polymer. The resulting polymer is most likely a copper 
thiadiazole coordination polymer as shown below. 
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The red-brown polymer was filtered, washed with water and 
acetone, and dried under vacuum for several days. The co<^>er 
complex was then dispersed on a graphite felt electrode as 
described In the previous examples, and tested In a lithium 
cell as shown in the above diagram. The copper thladlazole 
complex exhibited reversible cycling between approximately 2 
and 4 volts vs, lithium [discharge: 0.6 mA » 0.6 mA/cm^; 
charge: 0.3 mA « 0.3 mA/cm^] . 

Equimolar aqueous solutions of FeCClO^j^^xHjO and the 
Eq^ridinltim salt of dlmercaptothiadiazole were mixed resulting 
in the immediate precipitation of a yellow-green polymer. The 
iron thladlazole complex was filtered, washed, and vacuum 
dried as described in the previous example. The complex was 
tested in a lithium cell as described in the previous example. 
The Iron complex exhibited reversible cycling between 
approximately 2 and 4 volts v. lithium. 



B?i?aaple g 

Tetrasodlxm tetrathlobenzene and hexasodlum 
hexathlobenzene cem be obtained commercially from H«H. Sands 
Corporation, Rauppauge, New York (USA) . 




I- 
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These salts can be complexed with -transition metal salts to 
yield electronically conductive coordination polymers with 
nultiple oxidation states, as described in the detailed 
description of the invention. For the case of the 
hexathiobenzene complexes, higher positive electrode 
capacities can be realized due to the presence of additional 
thiolate sites for the formation of disulfide bridges. 
Lithium batteries based on these complexes as positive 
electrode materials should have high energy density due to the 
low equivalent weight and high voltage of the metal- thiolate 
complexes, and exhibit high power density due to the high 
electronic conductivity of the coordination polymers. 

The foregoing describes the instant invention and its 
presently preferred embodiments. Niimerous modifications and 
variations in the practice of this invention are expected to 
occur to those skilled in the art. Such modifications and 
variations are encompassed within the following claims* 

All references cited herein are incorporated by 
reference. 
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1* A battiery cell wherein the positive electrode 
comprises a metal-organosulfur material, in which the organic 
group does not comprise fused aromatic rings; 

wherein said material is characterized by one or more 
metal-sulfur bonds; and 

wherein when the positive electrode is charged and 
discharged r the formal oxidation state of the metal is 
changed. 

2. The battery cell of Claim 1 which is further 
characterized by the metal-organosulfur material being 
polymeric and including sulftir atoms not directly linked to 
the metal of a polymeric repeat unit, and wherein upon charge 
and discharge of the positive electrode, sulfur^sulfur 
disulfide bridges are formed or broken intramolecular ly and/ or 
intermolecularly, wherein the intramolecular disulfide bridges 
do not form between the sulfurs of the metal^sulfur bonds. 

3« A battery cell wherein the positive electrode 
comprises a metal-organosulfur material having the general 
formula 

(m«*(^)[m,(rs,);-])^ 

Wherein z » i or 2; y - 1 to 20; x » 1 to 10; c 0 to 10; n i 
1; and g » 1 to 10; 

wherein H' is a metal or other cation; 

wherein H is any multivalent metal, and when n is > 
1, can be a different multivalent metal in different repeat 
units of the polymeric metal-organosulfur material; 

wherein R is an organic group having l to 20 carbon 
atoms comprising one or more organic moieties selected from 
the group consisting of aliphatic chains, aromatic rings, 
alicyclic rings and coni>inations of aliphatic chadLns, aromatic 
rings, and allcylic rings, with the proviso that R does not 
comprise fused aromatic rings; wherein said aliphatic chains, 
aromatic and alicsyclic rings may include one or more oxygen. 
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sulfur « silicon, phosphorous or nitrogen heteroatoms , and nay 
be substitiu'ted with one or more electron withdrawing groups; 
wherein each aliphatic chain may be linear or branched, 
saturated or unsaturated; and wherein when n > 1, R can be 
5 different in different repeat units of the polymeric metal- 
organosulfur material. 

4« The battery cell according to Claim 3, wherein n 
is from i to 100,000; 

wherein q is from 1 to 3; 
10 herein y is from 2 to 10; 

wherein x is from 1 to 4; 

wherein is selected from the group consisting of 
alkali metal cations; 

wherein M is selected from the group consisting of 
15 first row transition metals. Be and Mg; and 

wherein R contains from 2 to 12 carbons. 

5. The battery cell according to Claim 3, wherein 
is selected from the group consisting of Li"^ and Na'^, and 
herein when n > 1, in some repeat units, M' is an optional 

20 dopant selected from the group consisting of tetra-alkyl 
ammoniiim cations and divalent metal cations; and 

wherein H is selected from the group consisting of 
Hh, Fe and Cu. 

6. The battery cell according to Claim 4, wherein 
25 is Li*^ or Na^; 

wherein H is Fe, Hh or Cu in the repeat units of the 
polymeric metal-organosulfur materials wherein said selected 
Fe, Mn or Cu is in a weight percentage of from 98% to 100%, 
and wherein optionally H in some repeat units is another 
30 multivalent metal in a weight percentage of from 0% to 2%; 
wherein x « i; and 

wherein RS^ is derived from tetrathioethylene, 
tetrathlobenzene, hexathiobenzene, or a cyclooctatetraene 
substituted with from six to ei^t sulftirs. 
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?• A battery in a liquid format conpriBin? the 
battery cell according to Claim 3, wherein said battery 
comprises said metal-organosulfur material, optionally a 
binder and an electrically conductive additive; 

wherein the percentage by volume of the metal- 
organosulfur material is from 60% to 95%; 

wherein the percentage by volume of the binder is 
from 0% to 10%; and 

wherein the percentage by volume of the electrically 
conductive material is from 0% to 10%, 

8. A battery in a gel format comprising the battery 
cell according to Claim 3, wherein said battery comprises said 
metal-organosulfur material, a gel and optionally an 
electrically conductive material; 

wherein the percentage by volume of the metal- 
organosulfur material is from 30% to 80%; 

wherein the percentage by volume of the gel is from 
10% to 50%; and 

wherein the percentage by volume of the electrically 
conductive material is from 0% to 20%. 

9. A battery in a solids-state format comprising the 
battery cell according to Claim 3, wherein said battery 
comprises said metal-organosulfur material, an electrolyte, 
and an electrically conductive material; 

wherein the percentage by volume of the metal- 
organosulfur material is from 30% to 60%; 

\i^erein the percentage by volume of the electrolyte 
is from 30% to 70%; and 

wherein the percentage by volume of the electrically 
conductive material is from 8% to 20%* 

10. The battery cell according to Claim 3 wherein 
the negative electrode con^rises material selected from the 
class consisting of soditim, lithium, a mixture of sodixm or 
lithium with one or more additional alkali metals, a mixture 
of sodium or lithium with one or more alkaline earth metals, a 
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mljcture of sodium or lithiua with one or more alkali metals 
and one or more alkaline earth metals, and a mixture of sodium 
or lithium with one or more elements to form a binary or 
ternary alloy, such as, a Na^Pb, a lithium-silicon alloy or a 
5 lithiiin-aluminum alloy. 

11. The battery cell according to Claim 3 wherein 
the negative electrode comprises inserted carbon and/or 
mixtures of carbon with one or more additional alkali metals. 
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